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FOREWORD
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"Materials Applications", Task Number 738107, "Detection Control and Pre-
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This report was released for publication September 1967.

Mr. J.J. Walters was project engineer of this study. Mr. W.A. Rentz,
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W.R. Freeman, Jr., Director of the Materials Laboratories, who provided
technical assistance.
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ABSTRACT

The effect of operating environment and alloy composition on the nature and
extent of sulfidation attack has been studied with the aid of the Lycoming
environmental test rig. Sulfidation attack of 11 nickel-base and 1 cobalt-base
alloys was produced by burning JP-4 or JP-4R fuel while ingesting synthetic
sea water into the combustor discharge. In general, the nickel-base alloys
showed an upper (terminal) and a lower (threshold) temperature between
1450°F and 1750°F where sulfidation attack occurred. Reduction of the fuel
sulfur content from 0. 16 weight percent (JP-4R fuel) to 0. 02 weight percent
(JP-4 fuel) significantly reduced the amount of corrosion at constant salt-to-
air ratios of both 4 and 8 ppm. The temperature range over which sulfida-
tion occurred and the maximum depith of attack increased with increasing
salt-to-air ratios (4 to 8 ppm) and with increa3es in the time of exposure
from 120 to 360 hours. In general, the high chromium content alloys possess-
ed better resistance than the low chromium content alloys, but high chromium
alone did not guarantee good resistance to attack. Microprobe and X-ray
investigations showed that chromium-rich surface oxides provided good re-
sistance to sulfidation, and that high Al/Ti ratios provided good oxidation
resistance.

This document is subject to special export controls and each transmittal to
foreign government or foreign nai.cnals may be made only with prior
approval of the Air Force Materials Laboratory (MAAS), Wright-Patterson
Air Force Base, Ohio 45433.
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SECTION I

* INTRODUCTION

BACKGROUND

S~Gas turbine engineering and its associated technology have made immense

adivances since their inception in the late i 930's, with the technology of

materials development and its application being foremost. The initial

relatively simple 80/20 nickel-chromium alloy, wlhch has moderate high- i
temperature strength coupled with good, inherent corrosion ani oxidation
resistance. As the requirements became more and more stringent,
modification of the basic 80/20 alloy took place, resulting in the addition
of aluminum and titanium, known to increase strength by forming Ni 3 (Al,
Ti), and a consequent decrease in chromium content. The first such
modified 80/20 alloy was Nimonic 80, quickly followed by Waspaloy.
Subsequently, many alloys from the same basic family became available.
The major emphasis in cnntinuing alloy development has been toward
maintenance of strength at the higher operating temperatures required to
develop greater turbine horsepower/weight ratios while retaining adequate

II ' resistanoe to oxidation. Concurrent with these improvements, the use of gas

S~turbine engines spread to fields other than aircraft. Their use in marine
applications subjected the high-temperature alloys to new environments andl
resulted in the appearance of catastrophic corrosion of turbine components
,manufactured from these sophisticated, high- tempe rature, strength alioys.
Because the attack was characterized by sulfur penetration into the base
metal, the term sulfidation was used to describe it. Recurring cases
reported by many sources using the high-temperature strength nickel-base
alloys indicated that sulfidation was an industry-wide problem and not just
an isolated phenomenon associated with local environments and/ur fuels.
At AVCO Lycorning, experience with the problem of sulfidation commenced
with the discovery, at engine overhaul, of an unusual form of corrosion on
uncoated T53 gas producer nozzle vanes of Inco 713C (Figure 1) after they
had seen service in Viet Nam. 1During this same period of time, the Navy

returned a T53-L-II engine to AVCO Lycoming from Patuxent River for
investigation of a premature turbine failure. Subsequent analysis of damaged
eng"ie hardware revealed that the uncoated Inco 713C gas producer nozzle
vanes exhibited the same type of attack as that observed on the nozzles
which had seen service in Viet Namn. Concurrently, a similar attack was
observed on uncoated Inco 713C hardware from AVCO Lycoming's marine
engines (LVW, LVHI) which were being developed during this period.



Early research into the causes of sulfidation, or hot corrosion as it is also
called, revealed that at least four independent parameters play major roles:

1. Temperature of operation.
2. Presence of sulfur in the operating environment.
3. Presence of salt.
4. Alloy composition.

However, the variation of alloy performance due to changes in these para-
meters was not well understood, and in some cases, obviously conflicting
results had been reported. The disagreements in tests results were
largely caused by differences in the experimental procedure used to
produce corrosion. Many of the testing approaches were much too severe
and yielded only crude qualitative results. Other testing techniques ignored
the importance of simulating certain basic characteristics of the gas
turbine engine environment and were, therefore, incapable of reproducing
the desired attack. Because of these inconsistencies, an environmental
test rig was designed and built by AVGO Lycoming which can reasonably
simulate engine operating conditions and produce characteristic corrosion in
a reproducible and controlled manner. Alloy performance as measured by
this environmental rig has shown excellent agreement with the performance
as measured by T53-L-11 engine testing1 (Figure 2). Based on this type of
rig testing, an experimental program was designed to evaluate the effect of
various operating parameters on the corrosion resistance of some current
gas turbine materials.

RESEARCH PROGRAM

The program for the study of hot corrosion of superalloys emphasized the
use of rig testing to determine the effects of operating environment (i. e.,
exposure, temperature, time of exposure, sea-salt concentration, fuel
sulfur level, and fuel type), alloy composition and alloy structure (i. e. ,
as-cast and heat treated) on the degree of sulfidation attack.

The alloys selected for -valuation were Inco 713C, Inco 713LC, TRW 1800,
B1900, B1910, MAR-M-200, PLRL 161, PDRL 162, !TN728X (formerly
PDRL 165), U700. IN100, and X40. The cobalt-base alloy X40. which is
widely used as a nozzle guide vane material. was chosen to provide a basis
for comr'parison of the performance of a typical cobalt-base alloy with the
higher strength, nickel-base alloys. Although all of the nick-l-base alloys
have sufficient creep-rupture strength for turbine blade applications, a wide
range of conmpositions is represented; thus an opportunity is afforded to gain
additional understanding of the effect of chemistry on hot corrosion.

2. . . . .
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The first phase of the program consisted of rig testing airfoil-shaped
specimens for 120 hours at peak specimen metal temperatures of 1600°F and
1750°F with salt/combustor inlet air ration of 4 and 8 ppm and fuel sulfur
levels of 0. 03 w/o (JP-4) and 0. 16 w/o (JP-4R). An additional test was run
with JP-5 fuel (0. 16 w/o sulfur) to evaluate the effects of charges in the
fuel burning characteristics, while a ccnstart fuel sulfur level was main-
tained. A summary of the Phase I test parameters is shown in Table I.

The second phase of the program involved rig testing specimens for 120,
240, and 360 hour periods at peak specimen metal temnperatures of 16000 and
1750°F with a salt/air ratio of 4 ppm and fuel sulfur content of 0. 03 w/o
(JP-4). The phase II test parameters are surnmarized in Table II.

3
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SECTION 11

EXPERIMENTAL PROCEDURE

ALLOY PREPARATION

Test specimens were prepared by vacwm induction remelting of ingot bars
from previously vacuum induction-melted and refined master heats, and
they were cast into shell molds prepared by the lost wax technique. The
selection of processing paxameters, auch as mold temperatures, metal
temperatures, cooling rates, etc., was left to the discretion of the. invest-
ment foundry, Misco Division, Howmet Corporation. The geometry and
dimensional characteristics of the airfoil-type specimen are shown in
Figure 3.

DETERMINATION OF SPECIMEN TEMPERATURE DISTRIBUTION

The metal temperature distribution across the airfoil section of the
specimens was determined by use of . 030-inch diameter pins which were

inserted into five (5) holes (0.035-inch diameter) running longitudinally
through the airfoil of one specimen in a special set of control specimens
(See sk-etch in Figure 4). Predetermined curves of hardness vs. temper-
ature for the particular heats represerting each pin material were used to
determine the metal temperatures characteristic of cliferert areas of the
test specimen. Inco 718 pins were used for temperatures between
1450°F and 1650 0 F, and Waspaloy pins for temperatures between 1550°F
and 1750 0 F.

THERMOCOUPLE TEMPERATURE MEASUREMENTS

Tests were conducted with instrumented test paddle specimens in order to
check t. ! validity of the temperature profiles obtained from hardness pins.
The thermocouple readings were obtained by utilizing a slip ring assembly
which enabled thermocoupica to be mounted at nine locations on the test
specimen airfoil during the testing. Testing was conducted at both 1600
and 17500 F peak specimen temperatures.

RIG TESTING PROCEDURE

The Lycoming environmental test rig was ured to !-xpose the airfoil-type
specimens to conditions similar to those which exist in the gas turbine
engine. The rig contains a combustor capable of generating high-velocity
(approximately 70U feet per second) gases to which synth,-tic seawater is
added in order to produce sulfidation attack. The high-temperature, high-
velocity flanc is impinged against the airfoil specimens as shown in
Figure 5. The specimens were fixed in a holder which is mounted on a
water-cooled shaft rotating at 1000 rpm. Rotation in the flame is required

4 4

4'r..



to insure that each epecimen is exposed to the same test environment.
After 10 minutes at temperature, the specimens were cycled out of the
combustion gas stream and allowed to air-cool, simulating the cyclic
condition typical of gas turbine engine operation. This cycle was repeated
until 120 hours of time viere completed. Approximately 1 1/2 minutes were
required to reach temperature in the 1750°F peak metal temperature test
and about I minute was required in the 1600OF test. In both tests, cooling
to below 1000 0 F was accomplished in approximately I minute. Temperature
fluctuations at peak test temperature were estimated at plus or minus 100 F.

During Phase I of the program, three grades of fuel were burned in the
combustor. Tests were carried out with relerec grade JP-4 gas turbine
fuel (MIL-J-5161F) and ficld grade JP-4 fuel (MIL-T-5624G), and in
addition, a single test with a peak specimen metal temperature of 1750°F
was conducted with JP-5 fuel (0. 16 w/o sulfur). Synthetic seawater was
added to the combustion gases to produce the corrosive environment. This
synthetic seawater which was prepared according to Federal Specification
66-M-i5lA, Method 812, was added to the combustion gases to produce
solid sea -salt to combustor inlet air ratios of 4 ppm and 8 ppm. The
synthetic seawater was diluted with demineralized water so that the
addition of the diluted mixture at a flow rate of 400 milliliters per hour was
equivalent to the addition of 22 milliliters per hour of undiluted solution.
This was done in order to permit more accurate control of the contaminant
flow rate. The air/fuel ratio during testing was maintained on the oxidizing
side of stoichiometry, varying between 25:1 and 34:1.

Duplicate test schedules for the two salt/aiI ratios at the two tem,3eratureq
and for two fuels, JP-4 and TP-41R, were run in order to insure that any
observed trends were reproducible. One specimen of each alloy was
included in each test so that comparison of all twelve alloys was obtained
after exposure to the identical test environment.

Alao in Phase I of the program a single test was conducted with JP-5 and
JP-4R fuels mixed to produce the same sulfur content as JP-,!R.

Phase 11 of the program involved the testing of six (6) materials from
Phase I for exte-ded periods with JP-4 fuel and a salt/air ratio of 4 ppm
at 16000 and 1750°F peak specimen metal temperatures. Duplicate testq
for the two temperatures and for the three times of exposure (120, 240,
and 360 hours) were conducted to check reproducibility. One specimen
of each alloy was included in each test so that comparisons of all six
materials was obtained iafter exposure to the identical test environment.
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EVALUATION TECHNIQUE

Upon completion of each teqt, the specimens of the varioua alloys were
visually examined for the extent, nature, and location- of sulfidation. The
specimens co. cave and convex Airfoils were also photographed in order
to provide a visual record of specimen appearance, Depth of attack
mea surements were made on sections, ct4L at ().25, 1. 0, and 1 5 inches fro:.-r
the tip of the specimens. Alter suitable meta'llographic preparatica,
photographs of the specimen -ross sections (magnified iOX) were prepared.
Comparisons were made between the photc graphs and tracirgs of the
original cross section which were made on a New England Machikne and Tool
Co. Model Number 105 turbine blade contour plotting machine. The corni-
parisons which give the depth of attack are made at the points where the
sections intersect the temperature isotherrms plrtted at 25OF intervals.

In the evaluation of the 1600O0I1 peak metal ternpurature tests, the 1/4- inch
section intersects the 14500, 14750, z.nd 1500OF isotheirn-s, the', 1-inch
section crosses the 15250 15500, 15750, and 1600 F isotherm,;, and the
1 1/-2-inch sections intersects the 14750, 1500u 1:5250, and 1550OF iso-

therms. In the evaluation of the 1750 0 F peak metal temperatures, the
1/4-inch section crosses the 1700 t, 17250, and J75Q0 Fisotherms while the
1 1/2-inch section intersects the 167;0, 17000, 17250, and 1750 F isothermns.

X-ray Diffraction Studies

X-ray diffraction studies were initiated to study the role of o.xide formation
on the surface of superalloys in the suluiaation process. Eleven allots were
investigated during this study; they include one cobalt-ba.-se material X40
and ten (10) nickel--base alloys: IN728X, TRW i800, 11700, Inco 713C,
PDRL 162, PDRL 161, MAR-M-Z0t, 3l900ý B1910 and INiQO, Inco 713LC
was not incli'ded in this study because its compcisition is almiost iderf1.'. to
that of Inco 713C, Test paddies of th-e sAected materials were exposed Ito
a sulfidation test (S548) in the Lyconi~ng Environmental Test Rig by, us-ing
JP-4R fuel and a salt to air ratio of 8 ppm and a peak specimen ýneta!
temptrature of 17150 0 F. The test was run in two stages; an initial 40 hours
of tostirng was performed to study the products of the Lnitial stages of
corrosion. The oxides formed were sutjected to "in-situ" X- ray diffraction
analysis. The test was sabseqt7.ent1'r continued -ntil a total of 120 hours hau
elapsed, and the pAddles were agai' 2dbrnitted for examination. After
120 hours, the paddles contained art-as where normal oxidation had
occurred and areas which were badly corroded from sulfidatioa, attack. The
oxidized areas were examined 'lr&- situ", whereas the areas wherc siulfidation
occurred were scraped to provide powdered products f -r X-ray analysis.
All investigations where made by use of a Norelco D'iffractorneter equipped
with a focusing rnionochrornator. Copper radiation at 50 kv and 4Omna was
utilized on all -.amples. Detection of diffra-ted intensities was accompliFhed

with a scintillation counter and was recorded on a strip chart recorde-r.
Complete instrumental parameters are listed in Table ITT,
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Microprobe Studies

All ten of the iti-kel-base alloys which were subjected to X-ray diffraction
analysis were also selected for microprobe analysis. Prior to microprobe
analysis. segments of the paddles were matallographically prepared and
examined in the optical microscope. From this examination it was decided
to investigate several points within +hree district areas in each alloy. These
three areas are illustrated in Figure 6 and are defined as follows:

1. Initial attack-In this area, oxidation has taken place, and a
very narrow depleted zone containing only a few sudfides had
been generated.

2. Mild attack-In this area, oxides, sulfides and a depleted zone have
been formed, but the depth to wh:ch the attack has penetrated is
shallow.

3. Gross attack-These areas are microstructurally similar to the
inild attack region, however, the attae.k has penetrated to a much
greater depth.

Three types of analysis were performed in these areas of each specimen.
Spectral scans were made at various locations to determine the elements
present. Scans were then made across the corroded egions by wne of the
spectrometer setting for one particular element, and finally, spot analyses
were rnade at predetermined locations in the corroded areas. The
apparatus used was able to record the intensities of the following character-
istic X-ray lines: NiK... CuKý , Col,; , AlKCi, TiKa , SKM , MoLM,
WLO , CbL. and TaL(
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SECTION M

RESULTS AND DISCUSSION

CHEMICAL ANALYSIS

The nominal compositions and chemical analysis of the alloys used in both
phases of the program are shown in Tables IV, V and VI. The analytical results
performed at Special Metals, Utica, New York~and Ledoux and Company,
Teaneck, New Jerseyare in good agreement.

TEMPERATURE PROFILES

The temperature-versus-span length curves at the leading edge, trailing
edge, and the specimen center line obtained from three different hardness
pin runs at both 16000 and 1750OF peak metal temperature are shown in
Figures 7 and 8. Isotherms characteristics of this testing are shown in
Figures 9 and 10. Metal temperatures are maximum near the center of the

0trailing edges, and decrease a total of about 170 F at the tips of the leading
edges.

The use of peak metal temperatures of 16000 and 1750 F provided continuous
data over the temperature range of 14500 and 1750 F, which encompassed
normal turbine blade operatIng temperatures. In addition, preliminary work
had indicated that alloys were most susceptible to sulfidation in this region.

The temperature profiles produced by the thermocouplPs during testing
were in good agreement with those produced by hardness pins techniques.
The comparative results are shown in Figure 11. One thermocouple gave
consistently high reading, and this is attributed to a defective instrument.
This measure of agreement is a good confirmation of the temperature profiles
which were previously used to obtain the corrosion/temperature relation-
ship.

RIG TESTINC

Figures 12 through 19 show tl general appearance of the specimens after
testing at the two test temperatures and two salt levels for the two tuels
used in Phase I of the program. 'Figure 20 shows the specimens after testing
at 1750°F with JP-5 fuel. Figures 7.1 through 26 show the specimens tested
for 120, 240, and 360 hours with JP-4 fucl and a salt/air ratio of 4 ppm
during Phase II of the program.

The depth of penetration data for the tests in Phase I of the program is show'n
in Figures 27 through 86. This data for the Phase II testing is presented in
Figures 87 throiigh 92. Each curve ,epresents a composite of four tests
(i.e., duplicate runs at peak me.al temperature of both 1600 and 1750F)
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except for the Phase I test involving JP-5 fuel where the points represent an
average of two measurements taken from different portions of the specimen
airfoils.

EFFECT OF TEMPERATURE

Testing at a peak specimen metal temperature of 1600°F caused the corrosion
to be located in the hotter portions of the airfoils while the cooler areas
tended to be corrosion-free (Figures 12, 14, 16, and 18). Exposure to a
1750OF peak metal temperature results in corrosion-free areas in the hotter
sections of the paddles while the cooler areas -,- susceptible to -ttac~k

(Figures 13, 15, 17, and 19). Comhining wi ]Liu ana 1750aF tests, it is
apparent that most alloys exhibit a temperature below which corrosion does
not occur (threshold temperature) and a temperature above which sulfidation
does not occur (terminal temperature).

From the various curves of alloy corrosion versus temperature, the thresh-
old temperature,terminal temperatures, temperatures of maximum depths
of attack, and total corrosion values were obtained.

These results are listed in Tables VI and VIII. Occasionally, the threshold
or terminal temperatures do not fall within the temperature range studied.
Since it is difficult to extrapolate'the curves,the result must be listed as
less than 1450 0 F or greater than 1750 F. "T'he total corrosion, which is
taken as the area under.the depth of attack vs. temperature curve, is also
affected, and is listed, as being greater than some value.

Apparently during the combustion process, the ingested salts are vaporized
and presumably at least an appreciable portion of the halides are converted
to sulfates. When the resultant mixture deposits as a liquid on the specimen,
there will be a tendency for the protective oxide to be fluxed by the salt
mixture allowing sulfur to penetrate into the base metal. As the temperature
is reduced, the time required to destroy the film on a given alloy would
presumably increase. Thus, for a fixed time of modest duration (e, g., 120
hours), a temperature below which sulfidation would not occur would be
expected. This temperature would vary depending on the exposure time and
the solubility of the protective oxide in the sulfate mixture - assuming that
the environment remaino constant. In the case of alloys having very poor
sulfidation resistance , the threshold temperature would probably approach
the solidus temperature of the salt mixture. Below the solidus temperature
of the salt, the solubility of the protective oxide in the salt mixture is
presumably nil.

Threshold temperatures varied according to the fuel type and salt level used
in the testing.
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Salt level JP-4 Fuel JP-4-R Fuel

4ppm Less than 1450 up to Less than 1450 up to
1650°F 1625OF

8ppm Less than 1450 up to Less than 1450 up t:
i625°F 1650°F

The terminal temperature is probably associated with the vaporization
temperature of the salt. If the metal temperature is above this value, con-
densation would not occur and the protective oxide could uot be destroyed,
although the possibilityr of accelerated oxidation due to the salt vapors does
exist. When the samples were exposed to JP-4 fuel and a salt-to-air ratio
of 8 ppm, eight of the twelve alloys exhibited terminal temperatures between
17000 and 1750 0 F. Two alloys, IN100 and U700, showed terminal tempera-
tures in excess of 1750 0 F although the corrosion of U700 was so slight that
a precise evaluation was difficult. The terminal temperature for PDRL 162
was estimated to be 1625 0 F. With a salt-to-air ratio of 4 ppm, three alloys
showed -erminal temperatures less than 1700'F; TRW 1800 at 1675 0 F,
PDRL 162 at 16750F and PDRL 161 at 1625 0 F. Five alloys had terminal
temperatures between 17000 and 175 0 °F, and two alloys(IN728X and
INi00) had terminal temperatures in excess of 1750 0 F. Under the conditions
of the test, two alloys, X40 and U700 did not corrode.

The use of JP-4R fuel and a salt/air ratio of 8 ppm caused nine of the
materials to show terminal temperatures between 1700 and 1750°F and two
alloys (IN100 and U700) to show terminal temperatures in excess of 1750°F.
With a salt-to-air ratio of 4 ppm; two materials exhibited terminal tempera-
tures less than 1700°F; TRW 1800 at 1625°F and PDRL 161 at 1675 0 F. Seven
alloys showed rerminal temperatures between 1700 and 1750°F and two materi-
als (IN728X and U700) had terminal temperatures above 1750 0 F. The cobalt-
base material X40 did not corrode at either salt level when JP-4R fuel was
used. Between the threshold and terminal temperatures, the depth of penetra-
tion rises to a maximum value. As temperature increases between the starting
and end points, at least two opposing processes would be at work- increase
attack resulting frorn more rapid film destruction and sulfur penetration;
and decreased attack due to the presence on the specimen of less salt be-
cause of the increased vapor pressure ef this phase.

EFFECT OF SALT-TO-AIR RATIO

The general appearance of specimens which ,v,,. run at 1600 and 175001-`
peak metal temperatures with a salt-to-air ratio of 4 ppm are shown in
Figures 16 and 17 for JP-4 fuel and Figures 18 and 19 for JP-4R fuel. The
specimens which were tested with a salt-to-air ratio'of 8 ppm and JP-4 fuel
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are shown in Figures 12 and 13, and :hose tested with JP-4R fuel are shown
in Figures 14 and 15.

A comnarison of the appearance of specimens bested at 1600 F with two salt-
to-air ratios indicates that the degree of corrosion is greater at the higher
salt level. Depth of penetration measurements showed that if the salt-to-
air ratio was lowered from 8 ppm to 4 ppm while a constant fuel sulfur
content was maintained, generally, the threshold temperature increased;
the terminat temperature decreased; and the maximum attack decreased.
The total corrosion of all alloys except TRW 1800 and IN728X was lowered
when the salt-to-air ratio was reduced from 8 to 4 ppm. This can be seen in
Figure 93 where the total corrosion of the various alloys is depicted at the
two salt levels. In the case of TRW 1800 and IN728X, the total corrosion
values at the two salt levels were essentially the same. However, the level
of corrosion was so low that an accurate appraisal is not possible.

EFFIJCT OF FUEL SULFUR CONTENT

It is possible to compare the corrosion of the various alloys at sulfur levels
of 0. 02 percent (JP-4) and 0.16 percent (JP-4R) with constant salt-to-air
ratios of both 4 and 8 ppm. At the 4 ppm salt-to-air level, lowering the fuel
sulfur content from 0. 16 to 0. 02 percent reduced the total corrosion of all
alloys except TRW 1800 which remained at about the same level. At the
higher salt level of 8 ppm, the effect of reduction of the fuel sulfur content
from . 16 to . 02 percent reduced the total corrosion of all the alloys includ-
ing TRW 1800. The effect of sulfur content at the two salt levels for the
various alloys is shown graphically in Figure 93.

The low,,v fuel sulfur content decreased the maximum depth& of attack while
the threshold temperatures generally remained about the same or increased
slightly. Two of the high chromium alloys, IN728X and PDRL 161, showed an
an appreciable increase in threshold temperature with the reduction in fuel
sulfur content. There seemed to be little effect of sulfur (at the two levels
studied) on the terminal temperatures.

During a 120 hour test at a salt-to-air ratio of 8 ppm, the fcllowing quantities
of salts are ingested into "he system.

a. NaC1 96 grams
b. NaS04  15 grams

c. KC1 0.85 grams
d. KBr 3.9 grams
e. MgCI 2  21.9 grams
f. CaCdZ 4.8 grams



"If it is assumed that the halide salts would pass through the cystem as
vapors rather than deposit on the spacimens in liquid form, the role of sulfur
in the corrosion process would presumably be to convert the halides to
sulfates. This was substantiated by chemical analyses of unreacted salt de-
posits removed from the surface of an X40 specimen which confirmed that
the deposit is sodium sulfate with a small amount of magnesium sulfate
present. The choloride ion was not detected. The reaction of sodium and
magnesium chlorides with sulfur dioxide should proceed according to the
following equations:

2NaCI + SO2 + 1/2 02 + H2 O Na 2 S04 + 2HC1

MgCl 2 + SO2 + 1/2 02 + H2 0 = MgSO4 + 2HCl

With approximately 1200 pounds of JP-4 fuel containing 0. 02 percent sulfur
required for the 120 hour test, about 210 grams of S02 could be expected to
form. At a salt-to-air ratio of 8 ppm, only about 53 grams of S02 would be
required to convert the entire 96 grams of NaCl to Na 2 SO4 while the conver-
sion of MgCI 2 would consume about 14 grams of S02. Thus, under conditions
of minimum sulfur and maximum salt, there is over three times the required
S0 2 for the conversion of sodium and magnesium chlorides to sodium and
magnesium sulfates. oimilarly the ratio of available sulfur dioxdde to that
required for stoichiometric reaction would be over 6 to 1 in the cage of 0. 02
percent sulfur with a 4 ppm salt-to-air ratio, over 24 to 1 with 0. 16 per-
cent sulfur and a salt-to-air ratio of 8 ppm, and over 48 to 1 with a 0. 16
percent sulfur and a salt-to-air of 4 ppm. Consequently, it is difficult to
explain why an increase in sulfur increased corrosion when sufficient S02
was available in all cases to -unaert the halides to sulfates. One possible
explanation could be that the time for reaction is so brief that the conver-
sion is only partial but the percent converted increases as the system is
more saturated with SO2 .

EFFECT OF FUEL TYPE

The general appearance of the alloys after exposure to a peak metal tempera-
ture of 1750°F for 120 hours with JP-5 fuel (0. 16 percent sulfur) and x salt-
to-air ratio of 8 ppm is shown in Figure20l. The degree of corrosion appears
to be similar to that observed on specimens tested under identical conditions
but with JP-4R fuel containing 0. 16 percent sulfur (See Figure 15). The
depth of penetration measurements plotted as a function of temperature are
shown in Figures 75 £*irough 66 . The 1600 to 1750°F portion of the curves
otained by burning 0. 16 percent sulfur JP-4R fuel are included for cor-para-
tive purposes. In seven out of twelve cases, the depth of attack measurements
for the JP-5 ran are similar to or slightly less than the penetrations obtained
"with JP-4R fuel. While in the remaining five cases, the data appear to be
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appreciably loss. Since duplicate tests were not run, additional work would
be required to substantiate this trend.

EFFECT OF COMPOSITION

The relative performance of the alloys tested under different combinations
of fuel sulfur contents and salt-to-air ratios are listed in T-ble IX. Total
corrosion, which was used as the basis for the ranking, is useful for
comparative purposes but has certain limitations which should be taken under
consideration. First, the errors in the measurement of depth of penetration
become appreciable, on a percentage basis, when the amount of attack is
small (e. g., penetrations less than 2 mils). This, combined with the pre-
cisionof the planimeter when measuring small areas, can lead to a signifi-
cant percentage of experimental error in the final answer which in turn
could result in conclusions which are not necessarily valid. For example,
under the conditions of 0. 02 percent sulfur with a salt-to-air ratio of 4 pp8,
the total corrosion of PDRL 162 is listed at 0.4 sqatare inches and TRW 1800
is listed as 0.6 square inches, inferring that PDRL 162 Is 50 percent better
than TRW 1800. The only valid conclusion that can be made is that both
alloys, under the test conditions used, show a small amount of corrosion
and that the corrosion resistance of PDRL 162 is at least equivalent and
probably superior to the corrosion resistance of TRW 1800. The second
factor which must be considered when using total corrosion to judge alloys
is that it does not reveal anything about the threshold temperature, the
terminal temperature, or the maximum depth of attack. An alloy showing
a moderate attack over a wide temperature range could have essentially
the same total corrosion as an alloy having a severe attack over a narrow
temperature range. Obviously the corrosion behavior of the two alloys is

radically different and any ranking would have to be made in light of a
specific application. With these limitations in mind, the relative performance
of the alloys in Table IX can be discussed.Is
Cn the basis of data obtained with JP-4R fuel (0. 16 percent sulfur) with salt-
to-air ratios of 4 and '2 ppm, the alloys were ranked as follows:

a. B1900, B1910, MAR-M-200 and INI00 - very poor resistance to attack.
b. Inco 713C. Inco 713LC. PDRL 161 and PDRL 162 - poor resistance to

attack.
c. U700, IN728X and TRW 1800 - relatively good resistance to attack.
d. X40 - excellent resistance (no attack).

Since the test conditions during the later portion of the investigation are
probably ,..,re consistent with the environments which would be found in
actual service, a ranking of the various alloys under these teat conditions
may be more meaningful. The low sulfur tests confirm that B1900, B1910.

13

--



MAR-M-200, and IN100 have the poorest resistance to sulfication attack of
the alloys investigated. Of this group, B1900 exhibits the greatest degree of
hot corrosion while B1910 apparently has the best resistance to attack. At
the other end of the spectrum, U700, IN728X, and TRW 1800 are only mildly
attacked; this substantiates what was found at the higher sulfur content. Inco
713C and 713LC continue to fall between the alloys having poor resistance to
sulfidation and the alloys having relatively good resistance to sulfidation. The
fact that they did undergo appreciable attack at the low sulfur-low salt
condition, justifies the poor rating which was previously given. The only
significant shift in performance involves PDRL 161 and PDRL 162. Under
the conditions of high fuel sulfur content, at both the 4 and 8 ppm salt-to-
air ratios, there was no question that the corrosion resistance of U700,
IN728X and TRW i800 was superior to that of PDRL 161 and 162. However,
at the low fuel sulfur content (0. 07 percent) with the reduced salt-to-air
ratio of 4 ppm, the performance of PDRL 161 and 162 appears to be com-
parable to that of the U700, IN728X, TRW 1800 group of alloys. Of course,
long time testing at the low iulfur and salt conditions might restore the per-
formance rankings to the levels obtained with the 120-hour test using high
sulfur and high salt.

It is also interesting to note that in the case of the most severely attacked
alloys (B1900, IN100, MAR-M-200), there was more corrosion at the high
salt-low sulfur condition than at the low salt-high sulfur condition indicat-
ing that the change in salt is more influential than the change in sulfur (See
Figure 93.). The reverse situation was observed with the remaining, less
corroded alloys.

Figure 94 illustrates the effect of chromium on the total corrosion of the
various alloys tested. As previ-usly reported, there is a general trend of
increasing corrosion resistance with increasing chromium content. The low
side of the total corrosion vs. chromium content scatter band contains
U700, TRW 1800, PDRL 162 and B1910 while the upper portion consists of
PDRL 161, Inco 713C, Inco 713LC, IN100, MAR-M-200, and B1900. The
good performance of PDRL 162 and TRW 1800 and the poor performance
of PDRL 161, relative to their chromium contents was evident in tests con-
ducted at both fuel sulfur contents. The effect of chromium content on the
threshold temperature of alloys tested with JP-4 and JP-4R fuels and a salt-
to-air ratio of 8 ppm is shown in Figure 95. Under the two test conditions,
alloys containing less than 14 percent chromium had -.hreshold temperatures
of 1500 0 F or less. In II out of 16 cases, the threshold temperatures were
1450 0 F, or lower, while 15 out of 16 fell at or below 1475 0 F. The three
higher chromium alloys, U700, IN7Z8X, and PDRL 161 all exhibited thresh-
old temperatures at or above 1500 0 F. The highest threshold temperatures
were associated with U700 (15 percent chromium) while PDRL 161 (17 per-
cent chromium) showed1 the lowest and those of IN728X (16.6 percent
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chromium) were intermediate. Tests on other compositions containing 15
percent and higher chromium would be required to determine if the dropoff
of threshold temperature of the alloys containing more than 15 percent
chromium is really a function of the chromium content. It is, of course,
quite possible that the !ower threshold temperature of IN728X and PDRL 161
(relative to U700) are due to other compositional differeLces. Nevertheless,
if threshold temperature is taken as the minimum temperature required for
the salt mixture to penetrate the protective oxide, it is clear that the higher
chromium alloys are forming more protective oxides.

EFFECT OF EXPOSURE TIME ON EXTENT OF SUL! IDATION

The depth of attack data for the tests which exposed the specimens to tempera-
tures between 1450 and 17500F for periods of 120, 240 and 360 hours using
JP-4 ftiel (0. 03 w/o sulfur) and a salt-to-air ratio of 4 ppm, is shown in
Figures 87 through 92. The curve represents a composite of four teats, i.e.,
duplicated tests with peak metal temperatures of 1600 and 1750* F. Every
point represents an average of the results from two points on the specimen
airfoils in each of two tests. Figure 96 shows the total corrosion for the
materials for the three exposure times.

Three oý the alloys, B1910,Inco 713C and TRW 1800, showed severe sulfida-
tion atta:k and the depth of corrosion for these materials increased with
time. After 360 hours, the surface areas over which the attack had taken
place had also increased. Figure 97 shows the variation of the depth of
attack with time at 1550 F for these three materials. The results appear
to show that the depth of attack increases approximately linearly with in-
creased time of exposure to the corrosive environment. This would appear
to indicate that the corrosion procoss is surface reaction rather than diffu-
sion controlled. However, the presence of a distinct incubation period be-
fore the onset of rapid corrosion makes the significance of this
observation questionablk The increase in the area which had corroded
carried the attack into a location which was at a tempeeature slightly lower
than the threshold temperature observed for /0 -hour exposure. The thres-
hold and ttrminal temperatures for 120 and 360 hours of exposure are shown
in Table X. The change indicates the• threshold temptrature for these test
conditions is not an absolute value but As still dependent on the time of ex-
posure to the corrosive environment. The other three materials, IN728X,
IN728X heat treated, and U700, showed corrosion at higher temperatures
than those where corrosion occurred in the more sulfidation-prone mater-
ials. This corrosion was associated with oxidation rather than sulfidation
and is illustrated in Figure 98. The specimens of IN728X, in the as-cast
or heat treated condition, showed a needle-type phase which appeared after
360 hours of testing at above 1700"F. This needle phase is shown in Figure
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99 together with aluminum and chromium X-ray images of the area which

show that the needles are rich in aluminum compared to the surrounding

material. Figure 99 also shows that the surface oxides are rich in

chromium, and that the chromium concentration drops immediateli below

the surface, giving -. chromium-depleted band just prior to the needle

phase. Whether the needles are an aluminum oxide or nitride phase could

not be established. However, they apparently form as a result of the

oxidation process during long exposure times. Finally, a comparison of

the heat treated and as-cast specimens of IN7Z8X indicated the variation

in tLe depth of attack which was observed (Figure 90 and 91) was very

small. Consequently, the expected homogenization associated with the two

hours solution heat treatment at 2050 F did not cause any significant

variation in the alloy's corrosion resistance.

X-RAY DIFFRACTION ANALYSIS

The X-ray diffraction patterns obtained from these samples are complex
patterns containing from 20 to 30 diffraction peaks. Tables XI, XII, and
XIII summarize the corrosion products fro.-. the various areas for each
"alloy tested. As indicated, analyses were performed after 40 and IZ0 hours
and the results are consequently discussed separately as follows:

After 40 Hours

Only slight evidence of sulfidation was noted at a few points otn the leading
edge of the paddles at this point in the test. At the trailing edges of all the
paddles where the X-ray analysis was performed, only evidence of oxida-
tion was noted. Table XI summarizes the oxidation products formed on the
various alloy paddles. The X-ray intensity from the Ni 3Al in the base
metal indicated that this initial oxide layer was quite thin on the nickel-base
alloys, and the intensity fromn the alpha cobalt phase indicates the same
condition for the X40 cobalt-base alloy. Since this initial oxide layer was
quite thin, and was analyzed "in-situ", only the major constituents gave
measurable X-ray intensities. Nickel oxide and the spinets are the major
phases present in this initial oxide layer for all the nickel-base alloys.
All except U700, IN100, and MAR-M-200 show evidence of trace amounts of
AIZ0 3 or Crj0 3 ; TRW 1800 and MAR-M-Z00 show the presence of NiWO 4 .

After 120 Hours

After 120 hours of testing, considerable corrosive attack was produced on
the specimen airfoil surfaces in regions where the metal temperatures
were leas than approximately 17Z5" F. Figure 100 shows the condition of
the paddles after testing. The most corrosion-resistant material is at the
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upper left and the least corrosion-resistant at the lower right (this order
was obtained from Figure 93). In the hotter regions of the specimens, there
was generally no evidence of attack except for three alloys (U700, IN100,
and MAR-M-200) which showed evidence o:f formation of a dark corrosion
product in this area. Metallographic examination indicated the attack in
these areas was apparently due to oxidation attack since no evidence of
sulfide and/or depletion zone formation was evident. Table XII summarizes
the oxidation products formed in the hotter area of the test specimens. The
major phases observed after the 40-hour test are still present. However,
the X-ray intensities are stronger, and the Ni 3Al peak in the nickel-base
alloys is diminished indicating that the oxide film had grown in thicknesp.
during the additional time in the sulfidation rig. For the nickel-base
material, nickel oxide was predominant phase with the spinels and other
minor phases secondary, both after 40 hours and 120 hours in the test
rig, as indicated in Table XII. Al 2 0 3 was detected in the scale of all the
nickel-base alloys in this high temperature area with the exception of
U700, MAR-M-ZOO and INlOO. These alloys, as 'ready noted, were the
oniy three showing evidence of attack due to oxidation at this locatio -. The
Al/Ti ratio of these three alloys is low (1.1 to 2. 5) compared to the rmain-
ing alloys ( 6. 0). It appears that the presence of the A12 0 3 oxide film
provides protection against oxidation (Reference 2 and 3), and those alloys
with low AI/Ti rztios are susceptible to oxidation due to their inability to
formn a protective A1 2 0 3 layer. This can not be associated with the aluminum
concentration alone, since both INI00 and MAR-M-200 have relatively high
aluminum contents. Instead, the poorer oxidation resistance of these alloys
must al~o be associated at least partially with the relatively higher
titanium concentration of these alloys.

The effect of tungsten in such alloys as TRW 1800 and MAR-M-200, which
has be-n reported to be beneficial, is to form a NiWO 4 phase. This can
be positively identified in both of these alloys as a major phase in addition to
NiO and spinel. How this phase affects sulfidation resistance is not clear,
as TRW 1800 is in the relatively good class while MAR-M-200 is in the very
poor class. It may be a byproduct due to the corrosion of the matrix in
general after the protective film has been destroyed and h.,s no Anhibitive
character of its own.

The spinels (type Ab 2 O 4 oxides) can be identified by microprobe technique
as probably NiCr 2 0 4 depending on the alloy under study. Since the thin
oxide layer was examined "in-situ", it is felt that the lack of precision in
the determination of the lattice parameters prevents the placing of too much
significance on the differences between the values obtained and the published
ASTM data. Stresses and orientation effects present in oxide films grown
on a metal ,urface can result in lattice parameters that diffei somewhat from
A3TM-reported values.
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Table XIII summarizes the corrosion products formed in the cooler areas

where suffidatica had taken place. Sample" from these areas were removed

from the alloy paddles and analyzed by X-ray diffraction. No attempt was
made to remove corrosion products from selected areas. Instead, it was

gathered in a random fashion from all of the surfact that had corroded.

It is interesting to note from this data that in every case the relative

quantities are the same ior NiO and spinel, from the "in-situ' film after

oxidation, and irom the corrosAon product sampled after sulfidation. This

seems to infer that if a spinel or NiO is formed as a major phase in the

oxide film., the further formation of this same composition is continued

during the process of sulfidation.

MICROPROBE ANALYSIS

Ten nickel -base alloys were evaluated by microprobe techniques using

quantitative point analysis, element distribution and spectral scan techniques.
The results of these analyses of the individual areas are described below as

follows:

Matrix

Data was gathered at several point3 in the matrix ranging from 5 to 150

microns away from the depletion zone. Comparison of the resuits taken at
these different matrix locations indicates that the effect of the corrosion

process does not generally extend into the grains themselves beyond the

depletion :,one. That is, there is no significant variation in the matrix com-

position as we move toward the depletion zorc; (Figure 101). Occasionally,
however, sharp decreases in the chromium level were noted in grains which
were no' in the depleted zone. Theqe changes were always found to be a,4so-
ciated with the presence of grain boundary sulfidation. A fine precipitate

preceding the bulk corrosion front was detected in the matrix of some
specimnens adjacent to the depletion zone. In the areas where this fine pre-

cipitate existed, a small detectable rise in chromium content was observed.

Although these precipitates were too small to be analyzer1 in a quantitative

manner, they were found to be rich in sulfur and chromium, based on X-ray
scans of these two elements, These results indicate essentially that the pro-
gression of attack is caused by the outward diffusion of some of thc matrix
elements through the depletion zone to the oxide laye- and the movement of

sulfur inward to eventually react with the alloy's chromium addition.

18



/

Depleted Zone

Microprobe data was collected at several points within the depleted zone of
each alloy in order to determine -he composition of this area. The results,

shown in Table XIV, indicate that, in generai, the lepletion zones of all the
alloys tend to be depleted of chromium and titanfur comparedwith the

original unattacked matrices. Aluminum appeared to decrease to less than

one-half its original value. This was also observed in the element distri-
bution scans, an e.xample of which is shown in Figure 102 for alloy TRW
1800. The distribution of aluminum is uniform in the matrix and then drops

off over a three-micron distance at the interface. At the outer surface, the
high rise in the trace indicates a 'high concentration of aluminum in the oxide
layer. When chromium was studied in the same manner (Figure 102), deple-
tions observed were attributed to the formation of carbides. The sharp
dropoff marks the interface area beiween the matrix and depleted zone, The

sharp increases of chromium within the depletioi zone are due tc the presence
presence of chromium-rich sulfides. In the oxide area on ihe outer surface,
a significant rise in chromium content is observed for alloys which exhibit
better performance during testing. Lower chromium contents were found in

the oxide layer of the poorer alloy systems (i.e., B1900, IN100, MAR-M-
200), apparently indicating that the ability to form chromium-rich oxides is
imnortant in determining alloy .u-fidatiooi currosion rzsistance. This, of
course, is in agreement with the generally accepted observation that chro-

mium. is beneficial in providing corrosion resistance.

It can be assumed that some of the chromium and the majority of the aiumi-
num and titanium which are removed from the depletion zone go into the

formation of oxides. However, the major portion of the chromium is deple-

ted by the formation of chrome-rich sulfides.The heavy refractory elements

(molybdenum, tungsten, columbiumi and tantalum) behave as a group, and
are partially depleted from the respective alloy matrices by sulfide forma-

tion and oxidation. These changes in element concentration which occur at
the in•erface between matrix and the depLetion zone are shown in Figure 101.

It can be assumed that the rate of attack, following initial breakdown of the
protective film and subsequent sulfide formation, is a function of the oxida-
tion resistance of the depletion-zone allny. Following this approach, the
depletion-zone chemistry car be related to the overall alloy system corro-

sion rates. Pursuing this approach, the performance of the two medium
chromium (13 percent) alloys, TRW 1800 and Inco 713, should be analyzed

because of the similarity of their com-position. They differ only in their

tungsten and molybdenum concentratiouis. hIl .. dition, a similar comparison
of the two high chromium alloys, PDPL161 anti IN728X (17 and 16 weight

percent chromium, respectively), can oe made since the essential difference

in the composition of these latter two alloys is tliat IN728X contains tungsten,

19
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cobalt and columbium as additives. The PDRLI61 alloy has a higher initial
chromium content than the Inco 713C. FJ.r-ver, after exposure to the corro-
sive media, the composition of the depleted zone in PDAL161 approaches that
of Inco 713C, and as would be expected, the alloys exhibit similar corrosion
rates, with Inco 713C having slightly poorer corrosion resistance. This slight
d""erence may be due to the lower aluminunm level of its depletion zone.
Alurr uim would be expected to be beneficial to the oxidation resistance of
nickel due to the formation of the NiAI20 4 spinel.

On the other hand, comparing Inco 713C and TRW 1800, we have two alloys
with sirrilar nominal chromium contents (13 weight percent) which exhibit
markedly different corrosion rates under the same testing conditions. The
major differences in the depletion zone composition of these alloys are the
higher tungsten (4. 8 versus 0 weight percent) and aluminum (2. 4 versus 0. 1
weight percent) and the lower molybdenum (0 versus 2. 3 weight percent)
contents of TRW 1800 compaied to Inco 713C. By inference the significantly
lower corrosion rate of TRW 1800 is due to the beneficial effect of both
aluminum a-d thngoten and/or the detrimental effect of molybdenum (the
undesirable effec' of molybdenum on oxidation resistance is logical ?nd can
be used as a further exF'anation of the relative performance of Inco 71 3C
and PDRL161 already dis(,ilsed). In relation to IN728X several of the
previous arguments could apply. Howev2e, the complete explanation %r the
exceptionally good corrosion resistance of the alloy car.'ot be justified,
bz.sed on the above hypotheses. In addition, similar discussion of the other
alloys does not yield significant relationships between corrosion resistance
and depletion-zone chemistry, apparently due to the complexity of the differ-
ences in alloy composition and the resultant syngergi3tic effects.

Sulfides and Carbides

From the data gathered to date, the sulfides which were anal'rzed can be
broken down into two general types. The first type is tCae -)ne most commonly
found, and is generally a mixture of Cr 3 S4 and Cr 2 S3 . T1. -se are the typical
sulfide phases found in the depleted zone (Figure 103). The second type of
sulfide is apparently related to the carbidr 3 which previously existed in the
grain boundaries. These sulfides (Figure 103) were found to contain v'rying
amounts of columbium, tantalum, molybdenum. ft"anium, and tungsten, in
addition to chromium. The amount of these elements depends upon compositio'n
of the original carbide phases of each alloy, and the degree +o which the
normally present carbide has been converted to a sulfide. Evidence of the
carbide-to-sulfide transformation and grain boundary sulfidation was found
in all of the alloys excep+ IN100 and :-co 713C. Ir alloy PDRI, 1l, quantita-
tive data indicates that the carbides in the matrix grain boundaries are rich
in columbium and titanium. As the depleted zone is approached, these car-
bides became r,,ýhcr in sulfur and chromium and depleted in columbium and
titanium. !+ Is intresting to note that as this process is taking place the grains
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adjacent to the carbide phase become depleted in chromium, the chromium

concentration dropping from 16 to IZ. 8 weight-percent while the columbium

and titanium contents increase.
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3ECTION IV

CONCLUSIONS

Based on the results obtained during this study of the hot corrosion of
superalloys, the following conlusions canbe made:

a. Using the Lycoming-developed environmental test rig, it has been
possible to quantitatively determine the sulfidation resistance of
superalloys while simulating the environment of a gas turbine
engine.

b. Corrosion was detected on all of the 11 nickel-base alloys tested,
while the cobalt-base alloy (X40) was not attacked. Chromium

-iditions in excess of about 12 percent appevar necessary to develop
c-une reasonable level of sulfidation resistance, but high chromium
contents alone do not guarantee that this will occur.

c. Each of the 11 nickel-base alloys showed an upper (terminal) and
lower (threshold) temperature between which sulfidation attack
occurred. Between these two values, the depth of penetration
varied appreciably with alloy composition.

d. Most of the alloys exhibited terminal temperatures between 1700
and 1750 F, suggesting that the characteristics of the salt are
more importe.nt than the composition of the base metal in determining
this value.

e. Reduction of the fuel sulfur content from 0. 16 to 0.02 percent signifi-
cantly reduced the amount of sulfidation at salt-to-air ratios of both
4 and 8 ppm. The threshold temperatures generally remained about
the same or increased slightly while little effect was noted on the
terminal temperatures.

f. At both fuel sulfur levels the amount of corrosionwas reduced when
the salt-to-air ratio was lowered from 8 ppm to 4 ppm. Reduction of
the salt-to-air ratio generally increased the threshold temperatures,
lowered the terminal temperatures, and reduced the maximum depth
of attack.

g. The depth of attack and threshold temperatures varied appreciably
with the alloy compoiition with the chromium content having the
greatest single effe.t. At the 8 ppm salt-to-air ratio, it was noted
that all alloys hav~ng less than 14 percent chromium had threshold
temperatures equal to or less than 1500 F, wlile the alloys containing
15 percent or more chromium, i.e., U700, IN72AY, and PDRL 161,
shcwed threshold temperatures equal to or greater than 150J 0 F.
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h. The rate of sulfidation corrosion, as measured by charges in the depth of
attack, appeared to approach a linear function with respect to time of
exposure of the specimens to the corrosive environmert.

i. The area of the specimen's surface over which corrosion occurred
increased with exposure time, indicating that the threshold temperature
is a function of time for the test conditions employed.

j. Homogenization of as-cast chemical segregation by heat treatment
(solution and age) of IN728 had no significant effect on the material's
resistance to sulfidation when tested using fuel containing 0. 03 per-
cent sulfur and salt-to-air ratio of 4 ppm.

k. Microprobe analysis of corroded specimens showed a eharp drop :n
the concentration of alloying elements had occurred at the matrix
depleted zone interface. This, and the occurrence of grain boundary
sulfidation, indicated that the matrix is being attacked by the inward
movement of sulfur.

1. The presence of oxides with a high chromium content (25 to 35%) was
found to be synonymous with those alloys which showed the best sulfi-
dation corrosion resistance.

m. High Al/Ti ratios (>6) were shown to be synonymous with the formation
of an Al203 scale and good oxidation resistance.
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r.igure, 4. -Schematic Illustration of Airfoil
Tt-.,t S•pecimen with flardness Pine in Place.
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1. Fuel Line 4. Rotatinj Specimen
2. Igniter Holder
3. S-Inthetic Sea Water 5. Inlet Air

Injection System 6. Test Specimens

Figure 5. Schematic Illustration of a Rig Heating Chamber
Showing the Essential Components of the Combustor and
Synthetic Sea Water Injection System.
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Figure 9. Specimen Temperature Distribution
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Figure 10. Specimen Temperature Distribution Charac-
teristic of 1750°0F Peak Test Temperature.
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U700 Mag. 400OX

IN7Z8X Mag: 400X

Figure 98. Oxidized Surfaces of UJ700 and0
IN728X After 360 Hours of Testing at 1700 F.
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Optical Image

tMag. 400X

ALuminum X-ray Image

Mag. 4OOX

Chromium X-ray Image

Mag. 400X

Figure 99. Optical and Microprobe Images of Needle Phase
Surface of IN728X After 360 Hours of Testing at 1750 0 F.
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Oxide Layer

ALUMINUM

TRW 1800

Mafrix

Deplet ion Zone

Inle rface

Oxide Layer 1N728X

nZone CHROMIUM

:umiides

S • Carbide

Figure 10Z. Examples of Microprobe Line Scans for Aluminumn
and Chromiaimn Near the Surfaces of Corroded Specixnmns.
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Fine Precipitate
Ahead of
Advancing

Sulfidation Front

Mag. IO00OX

Depleted Zone-
S, lfides

Mag. 500X

Grain
Boundary
Sulfidation

Mag. 500X

F1spe 103. Photamicrograph. Showing Typical &ilfidation Affected

Area in Materials Examined by M1croprobe Analysis.
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